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[57] ABSTRACT 
The instant invention relates to soda-lime-silica glass 
articles, having a surface which is resistant to coloring 
by electron rays which is suitable for use as the glass 
panel of a cathode ray tube. Said glass article being 
produced by a ?oat process, and said surface having the 
sodium ions exchanged with lithium and at least one of 
potassium, rubidium, and cesium ions. In another aspect 
of the- invention a soda-lime-silica glass containing 
0.2-l.5% by weight of LizO having the sodium ions in 
at least one surface exchanged with potassiums is pro 
duced, such that the ratio of NaZO/(Na2O+KZO) is 
0.2-0.6 for a depth of 0.5 microns from said surface. 

4 Claims, 4 Drawing Sheets 
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GLASS ARTICLE PROTECTED FROM COLORING 
BY ELECTRON RAYS AND METHOD OF USING 

FIELD OF THE INVENTION AND RELATED 
ART STATEMENT 

The present invention relates to a glass article pro 
tected from coloring by electron rays which is suitable 
for use as the glass panel of a cathode ray tube (CRT for 
short hereinafter) which is irradiated with electron rays, 
and also to a process for producing the same. 
The glass panel of a CRT is subject to coloring (re 

ferred to as browning hereinafter) by bombardment 
with electron rays. To remedy this trouble, the glass 
panel is produced from glass of speci?c composition 
containing Sr, Ba, Ce, etc. The production process 
includes melting the glass, feeding the gob to the mold, 
pressing the gob, and grinding the glass panel. 
A disadvantage of this production process is that it 

needs a special furnace to melt the glass of speci?c 
composition and also needs the grinding step after press 
forming. These lead to a high production cost and low 
productivity. 

Moreover, the conventional glass panel is required to 
have a considerable thickness so that it withstands a 
pressure higher than 3 kgf/cmz (29.4 N/cmz). This 
leads to an increase in weight. 
On the other hand, it is possible to form the glass 

panel of a CRT from a soda-lime-silica glass plate. Un 
fortunately, this glass panel is subject to browning by 
irradiation with electron rays. 
The coloring of soda-lime-silica glass by irradiation 

with electron rays is presumably induced by the follow 
ing mechanism. Electrons impinging upon the glass 
plate penetrate into the surface layer of the glass plate in 
proportion to the accelerating voltage of electrons, and 
the electrons stay there and form electric ?eld. This 
electric ?eld causes sodium ions to move from the sur 
face layer to the inner layer. These sodium ions form 
colloids composed of sodium-metal atoms in glass. 
There is disclosed a process for producing glass pro 

tected from irradiation with electron rays in Japanese 
Patent Laid-open No. 105705/1975. This process is 
characterized by that lithium ions or sodium ions pres» 
ent in the surface layer of glasswhich is irradiated with 
electron rays are exchanged by at least one kind of 
potassium ions, rubidium ions, cesium ions, and hydro 
gen ions. However, this ion exchange process is not so 
effective in the prevention of browning. 
There is proposed a method for preventing the color 

ing of glass by irradiation with electron rays in Japanese 
Patent Laid-open No. 153148/1987. According to this 
method, sodium ions in the surface layer of soda-lime 
siliea glass panel of a CRT which is irradiated with 
electron rays are exchanged by potassium ions. The ion 
exchange is accomplished by dipping a soda-lime-silica 
glass plate in potassium nitrate at 440° to 480’ C. for 0.5 
to 3 hours. As the result of ion exchange, the formation 
of colloids by sodium atoms diminishes. However, po 
tassium ions moved from the surface layer to the inner 
layer form colloids composed of potassium atoms 
whereby the coloring of glass is diminished only a little. 
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OBJECTS AND SUMMARY OF THE 
INVENTION 

It is an object of the present invention to provide a 
glass article which is very little subject to browning 
when it is irradiated with electron rays. 

It is another object of the present invention to pro 
vide a glass article having a high strength. 

It is further another object of the present invention to 
provide a process for producing said glass article at a 
low production cost. 
The present invention includes the following seven 

aspects. 
(1) A glass article molded from a soda-lime-silica 

glass molding, with the surface thereof modi?ed so that 
sodium ions therein are exchanged by lithium ions and 
at least one kind of potassium ions, rubidium ions, and 
cesium ions. 

(2) A process for producing said glass article which 
comprises contacting a soda-lime-silica glass with a 
molten salt containing lithium ions and at least one kind 
of potassium ions, rubidium ions, and cesium ions at 
430° to 490° C. for 0.5 to 4 hours. 

(3) A glass article produced from a glass molding 
composed of SiO; 69~73%, A1203 O.5~l.5%, Fe2O3 
O~0.l5%, CaO 7~l4%, MgO 0~4.5%, NazO 
l2~l6%, K20 0~l.5%, TiOz O~0.l%, S03 0-0.5%, 
and U20 0.2—l.5%, with the surface thereof modified 
so that sodium ions therein are exchanged by potassium 
ions. 

(4) A process for producing said glass article which 
comprises contacting a glass molding of said composi 
tion with a molten salt containing potassium ions at 430° 
to 490° C. 

(5) A process for producing a glass article protected 
from coloring by irradiation with electron rays which 
comprises contacting a soda-lime-silica glass molding 
with a molten salt containing potassium ions and at least 
one kind of calcium ions, barium ions, and strontium 
ions so that the surface layer of the glass molding has a 
composition de?ned by a molar ratio of 0.4 to 0.65 for 
Na2O/(Na2O+KzO), said surface layer having a depth 
to which the irradiated electrons penetrate. (This depth 
is referred to as the maximum range hereinafter.) 

(6) A process for producing a glass article which 
comprises contacting a soda-lime-silica glass with a 
molten salt containing potassium ions and lithium ions 
and subsequently subjecting the glass to heat treatment 
so that the surface layer from the surface to the maxi 
mum range has a composition de?ned by a molar ratio 
of 0.4 to 0.65 for Na2O/(Na2O+K2O) and by a molar 
ratio of 0.05 to 0.3 for LizO/(total amount of alkali 
metal oxides). 

(7) A process for producing a glass article which 
comprises contacting a soda-lime silica glass with a 
molten salt containing potassium ions and subsequently 
subjecting the glass to heat treatment so that the surface 
layer from the surface to the maximum range has a 
composition de?ned by a molar ratio of 0.4 to 0.65 for 
NagO/ (N aZO + K20). 

BRIEF DESCRIPTION OF THE DRAWINGS 

FIG. 1 is a sectional view of a CRT glass panel per 
taining to one embodiment of the present invention. 
FIG. 2 is a graph showing the molar ratio of Na2O/( 

Na2O+K2O) in the surface layer of the glass panel. 
(The solid line indicates the data in Example 7 and the 
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broken line indicates the data in Comparative Example 
5.) 
FIG. 3 is a graph showing the molar ratio of Na2O/( 

NazO+Kz0) in the surface layer of the glass panel. 
(The solid line indicates the data in Example 8 and the 
broken line indicates the data Comparative Example 6.) 
FIG. 4 is a graph showing the molar ratio of Li2O/( 

Li2O+Na2O+KzO) in the surface layer of the glass 
panel of Example 8. 

DETAILED DESCRIPTION OF THE 
PREFERRED EMBODIMENTS 

The glass article pertaining to the ?rst aspect of the 
present invention is a molded glass plate of commercial 
soda-lime-silica glass, with the surface thereof, which is 
irradiated with electron rays, modi?ed so that sodium 
ions therein are exchanged by lithium ions and at least 
one kind of potassium ions, rubidium ions, and cesium 
ions. 

The partial exchange of sodium ions with lithium ions 
and at least one kind of potassium ions, rubidium ions, 
and cesium ions produces the “mixed alkali effect”, 
which makes the glass plate less liable to browning by 
irradiation with electron rays and forms a compressed 
layer in the glass surface, leading to increased glass 
strength. 
Lithium ions exchanged with the sodium ions are 

present in.the form of lithium oxide in the glass. The 
average content of lithium oxide should preferably be 
0.1 ~ 3 wt % in a depth of 10 pm to which electron rays 
penetrate from the irradiated surface. With an average 
content of lithium oxide in excess of 3 wt %, the glass 
molding has a low strength and, in an extreme case, has 
a turbid surface and ?ne surface cracks. 
The exchange of sodium ions by potassium ions, ru 

bidium ions, and cesium ions should preferably take 
place in a depth of 5 to 20 pm from the surface. The 
exchange in an excessively shallow or deep layer does 
not produce the effect of preventing browning. 
The soda-lime-silica glass molding is one which is 

produced by ?oat process. It has a composition of SiO; 
69~73%, A1203 O.5~ 1.5%, F6203 0~0.15%, CaO 

. 7~ 14%, MgO 0~4.5%, NazO l2~ 16%, K10 O—l.5%, 
TiOg 0~0.1%, and S03 0~0.5% by weight. Moreover, 
it is desirable that the surface of the glass molding 
which is irradiated with electron rays is opposite to the 
side which comes into contact with molten tin in the 
float bath. Otherwise, the surface of the molding is slow 
to undergo the ion exchange and the tin present on the 
glass surface tends to cause browning. 
The glass article pertaining to the ?rst aspect of the 

present invention is produced by the process pertaining 
to the second aspect of the present invention. Accord 
ing to the process, a CRT glass plate of desired shape is 
formed from soda-lime-silica glass and the resulting 
molding is dipped in a molten salt containing lithium 
ions and at least one kind of potassium ions, rubidium 
ions, and cesium ions at 430° to 490° C. for 0.5 to 4 
hours, so that sodium ions in the surface of the glass 
molding are exchanged by lithium ions and at least one 
kind of potassium ions, rubidium ions, and cesium ions. 
According to the process pertaining to the second 

aspect of the present invention, the amount of lithium 
ions in the molten salt bath based on the total amount of 
at least one kind of potassium ions, rubidium ions, and 
cesium ions should preferably be 0.04~O.4 mol %. If 
the amount of lithium ions is higher than 0.4 mol %, the 
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4 
resulting glass article has a low strength and, in an ex 
treme case, has a turbid surface and ?ne surface cracks. 

In the case where the glass molding is produced by 
forming a glass plate, it is possible to keep the glass 
surface flat without grinding and polishing it. 
The glass article pertaining to the ?rst aspect of the 

present invention is characterized by that the surface 
thereof is treated so that sodium ions therein are partly 
exchanged by lithium ions and at least one kind of potas 
sium ions, rubidium ions, and cesium ions. The thus 
treated glass surface is very little subject to browning 
when irradiated with electron rays. This leads to an 
advantage that a commercial soda-lime~silica glass plate 
can be used as a raw material for the CRT glass panel, 
and that the glass panel can be produced without a 
grinding and polishing step and hence at a low cost. 
The glass panel produced according to the present 

invention has an increased strength and hence it outper 
forms the conventional one with a smaller thickness, 
because the glass surface has a compressed surface layer 
which is formed by the partial exchange of sodium ions 
in the surface layer by at least one kind of potassium 
ions, rubidium ions, and cesium ions. 
The glass article pertaining to the third aspect of the 

present invention is characterized by that the surface 
thereof which is irradiated with electron rays is modi 
?ed so that sodium ions are exchanged by potassium 
ions. It is made from a glass plate composed of SiO; 
69~73%, A1203 0.5~ 1.5%, Fe2O3 0~0.15%, CaO 
7~ 14%, MgO 0~4.5%, NazO 12~l6%, K20 
O~l.5%, Ti02 0~0.1%, S03 0~0.5%, and Liz 
0.2~ 1.5% by weight. 
The third aspect of the present invention is based on 

the following knowledge. The browning caused by 
electron rays takes place because alkali ions in the outer 
most layer of glass move inward when the glass is irra 
diated with electron rays and they change into metallic 
alkali atoms in a depth of 0.5 ~8 pm from the surface. It 
is known that when there are two or more kinds of 
alkalis in glass, they prevent browning owing to the 
mixed alkali effect. Moreover, browning can be pre 
vented more effectively when 0.2~ 1.5 wt % of LigO is 
added in addition to NazO and K20. If the amount of 
LiZO is less than 0.2 wt %, browning is not effectively 
prevented. If the amount of Li2O is higher than 1.5 wt 
%, the effect of preventing browning levels off. The 
weight ratio of NazO/(NazO+K2O) should be 
0.2~0.6. Outside this range, the effect of preventing 
browning is little. 
The depth of the layer in which coloring takes place 

by irradiation with electron rays is determined by the 
distance to which electron rays penetrate. The depth is 
expressed by the following formula. (Thomson - Wid 
ington Law) 

where D (cm) is a depth in glass to which electron rays 
penetrate; V (volt) is an accelerating voltage of electron 
rays; d(g/cm3) is a density of glass; and B is a constant 
6.2 X 1011 volt2.cm2/ g. 

Therefore, if the accelerating voltage V (volt) of 
electron rays is 10 kV, 20 kV, and 30 kV, the electron 
rays will penetrate to a depth of 0.62 pm, 2.48 pm, and 
5.58 pm, respectively. Electron ray was found experi 
mentally to penetrate to a depth of 0.5 to 1.5 pm, 0.75 to 
4 pm and 2.0 to 6.5 respectively when the electron ray 
was irradiated on a surface of soda-lime-silica glass 
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under an accelerating voltage of 10 kV, 20 kV and 30 
kV. ‘ 

These facts suggest that if the composition of the 
surface layer of a glass molding to which the irradiated 
electron rays penetrate is adjusted so that the content of 
LigO is 0.2~ 1.5 wt % and the ratio of Na2O/( 
Na2O+K2O) is 0.2~0.6 the weight glass article is pro 
tected from browning by electron rays and has a high 
strength. 

Therefore, the glass molding pertaining to the third 
aspect of the present invention should have the compo 
sition de?ned as follows: The content of LizO in the 
surface layer deeper than 0.5 pm is 0.2~1.5 wt %, with 
the ratio of NaZO/(NazO-l-KZO) being 0.2~0.6. 
A glass article like this is produced by the process 

pertaining to the fourth aspect of the invention. Ac 
cording to the process, a glass plate composed of SiOz 
69~73%, A1203 0.5~l.5%, FezO3 0~0.l5%, CaO 
7~l4%, MgO 0~4.5%, Na2O 12~16%, K20 
0~l.5%, TiOg 0~0.1%, S03 0~0.5%, and LizO 
0.2~ 1.5% by weight, is formed into a desired shape and 
the glass plate is dipped in a molten salt bath containing 
potassium ions at 430° to 490° C. for a prescribed period 
of time, so that sodium ions in the surface layer are 
partly exchanged by potassium ions. 

Better results are obtained when a glass plate of the 
above-mentioned composition produced by ?oat pro 
cess is formed into a CRT glass panel and the glass 
panel is dipped in a molten salt bath containing potas 
sium ions at 430° to 490° C. so that sodium ions in the 
surface layer of the glass panel are partly exchanged by 
potassium ions. The ion exchange protects the glass 
panel from browning by electron rays and produces 
compression stress in the glass surface, thereby increas 
ing the glass strength. 
An advantage of the ion exchange process is that it is 

possible to control the depth of the surface layer in 
which the ion exchange takes place by adjusting the 
period of time during which the glass panel is dipped in 
the molten salt bath. Thus the dipping time for ion ex 
change may be properly established according to the 
accelerating voltage of a CRT. 
The above-mentioned glass composition (SiOz 

69~73%, A1203 0.5~l.5%, F6203 0~0.15%, CaO 
7~14%, MgO 0~4.5%, NagO l2~l6%, K20 
0~l.5%, TiOz 0~0.1%, S03 0~0.5%, and Ll20 
0.2~ 1.5% by weight) can be obtained using a furnace 
for the production of soda-lime-silica glass. Therefore, 
glass article of the present invention can be produced 
without using a special furnace. This is advantageous in 
production cost. In addition, if the glass article of the 
present invention is produced from a glass plate made 
by ?oat process, it has a smooth surface and needs no 
polishing after molding. 

In the case where the suppression of browning is 
accomplished by dipping a commercial soda-lime-silica 
glass plate in a molten salt containing both potassium 
ions and lithium ions, the glass strength can decrease on 
account of the exchange of sodium by lithium. This 
makes it necessary to increase the thickness of the glass 
plate where the glass plate is used as a vacuum container 
such as a CRT. Increasing the thickness is disadvanta 
geous in production cost and weight reduction of 
CRTs. 
By contrast, the glass article pertaining to the third 

and fourth aspects of the present invention has an ad 
vantage over the conventional one. The partial ex 
change of sodium ions by potassium ions renders the 
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6 
glass panel resistant to browning by electron rays on 
account of the mixed alkali effect. Moreover, it forms a 
compressed layer of the glass surface and ‘thereby in 
creases the glass strength. 
The glass article pertaining to the fourth aspect of the 

present invention is made of a glass plate composed of 
SiOz 69~73%, A1203 0.5~1.5%, Fe2O3 0~0.15%, 
CaO 7~ 14%, MgO 0~4.5%, NazO 12~ 16%, K20 
0~ 1.5%, Ti02 0~0.1%, S03 0~0.5%, and LizO 
0.2~1.5% by weight, with the surface thereof modi?ed 
such that sodium ions therein are partly exchanged by 
potassium ions. Therefore, it is very little subject to 
browning when irradiated with electron rays. In addi 
tion, it is improved in strength owing to the ion ex 
change, and therefore, it outperforms the conventional 
panel with a smaller thickness. It can be obtained using 
a furnace for the production of soda-lime-silica glass. 
Therefore, a glass article of the present invention can be 
produced without using a special furnace. This is advan 
tageous in production cost. In addition, if the glass arti 
cle of the present invention is produced from a glass 
plate made by float process, it has a smooth surface and 
needs no polishing after molding. 
The ?fth aspect of the present invention is concerned 

with a process for producing a glass article protected 
from coloring by electron rays. According to this pro 
cess, a glass molding formed from soda-lime-silica glass 
is dipped in a molten salt bath containing potassium ions 
and at least one kind of calcium ions, barium ions, and 
strontium ions, so that sodium ions in the surface layer 
thereof are partly exchanged by potassium ions. The ion 
exchange is accomplished to such an extent that the 
molar ratio of Na2O/(Na2O+KzO) becomes 0.4~0.65 
in the surface layer to the depth of maximum range 
from the surface. 
When soda-lime-silica glass is brought into contact 

with a molten salt bath containing potassium ions and at 
least one kind of calcium ions, barium ions, and stron 
tium ions, the exchange of sodium ions by potassium 
ions is suppressed by the action of at least one kind of 
calcium ions, barium ions, and strontium ions. Thus it is 
possible to control the molar ratio of NagO to the total 
amount of NazO and K20 to 0.4~0.65%. 
As mentioned above, the depth in glass (maximum 

range) to which electron rays penetrate is determined 
by the accelerating voltage of electron ‘rays, and it is 
known that the depth can be expressed by the formula 

where D (cm) is a depth in glass to which electron rays 
penetrate; V (volt) is an accelerating voltage of electron 
rays; d (g/cm3) is a density of glass; and B is a constant 
6.2 X 1011 volt2.cm2/ g. 

Therefore, if the accelerating voltage V (volt) of 
electron rays is 10 kV, 20 kV, and 30 kV, the electron 
rays will penetrate to a depth of 0.62 pm, 2.48 pm, and 
5.58 pm, respectively. Electron ray was found experi 
mentally to penetrate to-a depth of 0.5 to 1.5 pm, 0.75 to . 
4 pm and 2.0 to 6.5 pm respectively when the electron 
ray was irradiated on a surface of sodium-lime-silica 
glass under an accelerating voltage of 10 kV, 20 kV and 
30 kV. 
The period of time for treatment in a molten salt bath 

should be determined in proportion to the anticipated 
accelerating voltage of electron rays or the maximum 
range. Thus it is necessary to carry out the treatment 
with a salt containing potassium ions and strontium ions, 

l 
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etc. so that the surface layer within the maximum range 
has a composition de?ned by the molar ratio of N320 to 
the total amount of Na2O and K20 which is 0.4~0.65. 
According to the ?fth aspect of the present invention, 

the molten salt used for the treatment of soda-lime-silica 
glass should contain 99.90~99.99 mol % of a salt con 
taining potassium ions. The treatment with the molten 
salt should preferably be performed at 440° to 480° C. 
for 0.5 to 4 hours. 
The sixth aspect of the present invention is concerned 

with a process for producing a glass article protected 
from coloring by electron rays. According to this pro 
cess, a glass molding formed from soda-lime-silica glass 
is dipped in a molten salt bath containing potassium ions 
and lithium ions, so that sodium ions in the surface layer 
of the glass molding are exchanged by potassium ions 
and lithium ions. The treated glass article further under 
goes heat treatment. The heat treatment may be per 
formed when the article is in a heating process (such as 
a sealing or baking process) during an assembling pro 
cess of a CRT. The treatment process may be per 
formed itself. The ion exchange is accomplished to such 
an extent that the molar ratio of Na1O/(NazO+KZO) 
becomes 0.4~0.65 and that the molar ratio of LizO/(to 
tal amount of alkalimetal oxides) becomes 0.05~0.3 in 
the surface layer almost to the depth of maximum range 
from the surface. 
When a molar ratio for Na2O/(Na2O+2O) is 0.4 to 

0.65, sodium ions and potassium ions move with smaller 
diffusion velocity than other molar ratios, whereby 
alkali ions move so slowly that the formation of the 
colloids is diminished and the glass article decreases to 
discolor. An addition of LigO with a molar ratio of 0.05 
to 0.3 lowers the diffusion velocity, whereby the glass 
article diminishes further to discolor. A molar ratio of 
Li1O of less than 0.05 or more than 0.3 will increase the 
diffusion velocity and make liable the glass to discolor. 
Upon contact with a molten salt containing potassium 

ions and lithium ions, the surface layer of the soda-lime 
silica glass undergoes change in composition. That is, 
70~ 100% of sodium ions in the surface layer is ex 
changed by potassium ions and lithium ions. The subse 
quent heat treatment causes sodium ions and potassium 
ions to diffuse to the depth of maximum range from the 
surface. As the result, the composition in the surface 
layer of that depth has a composition defined by the 
molar ratio of Na2O to the total amount of NazO and 
220 which is 0.4~0.65 and by the molar ratio of LizO to 
the total amount of alkali-metal oxides which is 
0.05~0.3. 
As mentioned above, the depth in glass (maximum 

range) to which electron rays penetrate is determined 
by the accelerating voltage of electron rays. 

Ifthe accelerating voltage V (volt) of electron rays is 
10 kV, 20 kV, and 30 kV, the electron rays will pene 
trate to a depth of 2.5 pm, 4.5 pm, and 7.5 pm, respec 
tively. Electron ray was found experimentally to pene 
trate to a depth of 0.5 to 1.5 pm, 0.75 to 4 pm and 2.0 to 
6.5 pm respectively when the electron ray was irradi 
ated on a surface of soda-lime-silica glass under an ac 
celerating voltage of 10 kV, 20 kV and 30 kV. 
The adequate temperature and time for the treatment 

should be established according to the anticipated ac 
celerating voltage of electron rays and the conditions of 
ion exchange, so that the molar ratio of NazO to the 
total amount of NazO and K20 becomes 0.4~0.65. In 
general, the ion exchange and heat treatment require a 
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higher temperature and a longer time as the anticipated 
accelerating voltage of electron rays increases. 
According to the sixth aspect of the present inven 

tion, potassium nitrate and lithium nitrate are used as the 
molten salt containing potassium ions and lithium ions. 
In this case, the molten salt should preferably be kept at 
440° to 480° C. and the clipping time should preferably 
be 0.5 to 4 hours. The heat treatment should be per 
formed at 440° to 480' C. for l to 10 hours. 
The seventh aspect of the present invention is con 

cerned with a process for producing a glass article pro 
tected from coloring by electron rays. According to this 
process, a glass molding formed from soda-lime-silica 
glass is dipped in a molten salt bath containing potas 
sium ions, so that sodium ions in the surface layer of the 
glass molding are exchanged by potassium ions. The 
treated glass article further undergoes heat treatment. 
The ion exchange is accomplished to such an extent that 
the molar ratio of NaZO/(NaZO-IrKZO) becomes 
0.4~0.65 wt in the surface layer to the depth of maxi 
mum range from the surface. 
Upon contact with a molten salt containing potassium 

ions, the surface layer of the soda-lirne-silica glass un 
dergoes change in composition. That is, 70~80% of 
sodium ions in the surface layer is exchanged by potas 
sium ions, and the surface layer contains both sodium 
ions and potassium ions. The subsequent heat treatment 
causes sodium ions and potassium ions to diffuse to the 
depth of maximum range from the surface. As the re 
sult, the composition in the surface layer of that depth 
has a composition defined by the molar ratio of N320 to 
the total amount of N820 and K20 which is 0.4~0.65 
Wt. . 

As mentioned above, the depth in glass (maximum 
range) to which electron rays penetrate is determined 
by the accelerating voltage of electron rays as expressed 
by the formula 

Therefore, if the accelerating voltage V (volt) of 
electron rays is 10 kV, 20 kV, and 30 kV, the electron 
rays will penetrate to a depth of 0.62 pm, 2.48 pm, and 
5.58 pm, respectively. 
The adequate temperature and time for the treatment 

should be established according to the anticipated ac 
celerating voltage of electron rays and the conditions of 
ion exchange, so that the molar ratio of NazO to the 
total amount of NazO and K20 becomes 0.4~0.65 wt. 
In general, the ion exchange and heat treatment require 
a higher temperature and a longer time as the antici 
pated accelerating voltage of electron rays increases. 
According to the seventh aspect of the present inven 

tion, potassium nitrate is used as the molten salt contain 
ing potassium ions. In this case, the molten salt should 
preferably be kept at 440’ to 480° C. and the clipping 
time should preferably be 0.5 to 4 hours, and the heat 
treatment should be performed at 440° to 480° C. for l 
to 10 hours. 
According to the ?fth, sixth and seventh aspects of 

the present invention, soda-lime-silica glass is used. The 
preferred composition of the glass is shown in Table 1. 

TABLE 1 
Composition of Soda-lime-silica Glass 

Component Wt % 

SiOZ 50~75 
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TABLE l-continued 
Composition of Soda-lime-silica Glass 

Component Wt % 

A1203 0.5 ~ 2.5 
MgO 0~4.5 
CaO 5.0~ 14.0 
NazO 5.0~ 16.0 
K20 0~ 2.0 
Fezos 0~ 1.0 
TiO; 0~0.5 
S03 0~0.5 

The glass used in the ?fth, sixth and seventh aspects 
of the present invention should have such a composition 
that the alkali metal oxide accounts for 5 wt % and 
more, preferably 10 wt % and more, in the‘ glass and 
sodium oxide accounts for 65 wt % and more, prefera 
bly 80 wt % and more, in the alkali metal oxide. With a 
composition outside this range, the glass article is poor 
in resistance to coloring by electron rays. 
According to the ?fth aspect of the present invention, . 

the surface layer of the glass up to a depth of the maxi 
mum range is modi?es such that the molar ratio of 
NazO to the total amount of NagO and K20 is 0.4~0.65. 
The sodium ions and potassium ions present together in 
the surface layer are less mobile in the glass and hence 
less liable to form the colloids of alkali-metal atoms. For 
this reason, the glass article of the present invention is 
protected from coloring by electron rays. 
When the sodium ions, potassium ions and lithium 

ions present together in the surface layer, the glass arti 
cle diminishes to discolor further than when two kinds 
of alkali ions present together therein. 
According to the present invention, it is not neces 

sary to‘use glass of special composition containing a 
large amount of potassium oxide for the prevention of 
coloring by electron rays. Therefore, the production of 
the glass article of the present invention does not need 
a special furnace and an expensive raw material. The 
glass article of the present invention is superior in resis 
tance to coloring by electron rays to the conventional 
glass for picture tubes of color television. 
The invention will be more clearly understood with 

reference to the following examples. 

EXAMPLES l to 3 and COMPARATIVE 
' EXAMPLE 1 

A glass panel, 300 mm wide, 370 mm long, and 50 mm 
high, having a flat surface as shown in FIG. 1 was pro 
duced from a soda-lime-silica glass plate formed by ?oat 
process, by heating and vacuum forming in combination 
with pressing. After pretreatment at about 200° C. for 
about 30 minutes, the glass panel was dipped in a molten 
salt bath composed of potassium nitrate and lithium 
nitrate at 460° C. for 2 hours. The content of lithium 
nitrate in the molten salt bath was 0 mol % in Compara 
tive Example 1, 0.04 mol % in Example 1, 0.15 mol % 
in Example 2, and 0.4 mol % in Example 3. After dip 
ping, the glass panel was washed. 
Table 2 shows the average concentration (wt %) of 

lithium oxide in the surface layer up to a depth of 10 pm 
from the surface of the glass panel. Table 2 also shows 
the molar ratio of Na2O/(Na2O+K2O) in the same 
surface layer. 
The glass panel obtained by the above-mentioned 

process was irradiated with electron rays for 300 hours 
using an electron gun (cathode voltage: 21 kV, cathode 
current: 300 p.A, and surface current density: 1.00 
uA/cmz). After that, the glass panel was examined for 
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light transmittance at a wavelength of 400 nm. The 
change of absorbance In (To/T) is shown in Table 2. 
(To and T stand for the transmittance of light before and 
after irradiation with electron rays.) 

It is apparently noted from Table 2 that browning in 
Examples 1 to 3 (in which the concentration of lithium 
nitrate is 0.04 to 0.4 mol %) was less severe than in 
Comparative Example 1 (in which lithium nitrate is not 
contained.) It was found that compressive stress is pres 
ent in the surface layer of the glass panel, and owing to 
it the glass panel has an increased strength. 

TABLE 2 
Ave. conc. NazO/ 

Lithium (wt %) (NazO + Change of 
nitrate of lithium oxide K10) absorbance 
(mol %) across depth (molar ratio) In (To/T) 

Compar- o ' o 0.55 0.075 
ative 
Example 
1 
Example 0.04 0.1 0.6 0.055 
1 . 

Example 0.15 1.0 0.6 0.035 
2 . 

Example 0.4 1.5 v 0.55 0.025 
3 

EXAMPLES 4 to 6 and COMPARATIVE 
EXAMPLES 2 and 3 

A glass panel, 300 mm wide, 370 mm long, and 50 mm 
high, having a ?at surface as shown in FIG. 1 was pro 
duced from a glass plate having the composition as 
shown in Table 3, by heating and vacuum forming in 
combination with pressing. After pretreatment at about 
200° C. for about 30 minutes, the glass panel was dipped 
in a molten salt of potassium nitrate at 460° C. for 2 
hours. After dipping, the glass panel was washed. For 
comparison (Comparative Example 3), the same glass 
panel was produced from glass for color TV picture 
tubes having the browning-resistant composition as 
shown in Table 4. 

TABLE 3 

(wt %) 
Example Example Comparative 

Component Example 4 5 6 Example 2 

SiOz 71.31 71.31 71.31 71.31 
A1203 1.44 1.44 1.44 1.44 
Fe103 0.094 0.094 0.094 0.094 
CaO 8.86 8.86 8.86 8.86 
MgO 3.86 3.86 3.86 3.86 
L120 0.2 0.5 1.0 0 

NazO + LiZO 13.29 13.29 13.29 13.29 
K20 0.83 0.83 0.83 0.83 
T102 0.03 0.03 0.03 0.03 
S03 0.21 0.21 0.21 0.21 

TABLE 4 
Component Wt % 

SiOz 56.8 
A1203 2.07 
MgO 0.83 
CaO 0.23 
SrO 9.1 
BaO 11.5 
ZnO 2.41 
LizO 0.41 » 

NazO 7.2 
K20 7.23 
CeOz 0.63 
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TABLE 4-continued 
Component Wt % 

TiOz 0.57 
2:01 1.73 
FezO; 0.035 
513103 0.14 

Table 5 shows the ratio by weight of NazO/( 
NazO+K2O) in the same surface layer of the glass 
panel up to a depth of 2.5 pm from the surface. 
A test pieces cut out of the glass panel obtained by the 

above-mentioned process was irradiated with electron 
rays for 300 hours using an electron gun (cathode volt 
age: 20 kV, cathode current: 300 p.A, and surface cur 
rent density: 1.00 pA/cmz). After that, the glass panel 
was examined for light transmittance at a wavelength of 
400 nm. The change of absorbance In (To/T) is shown 
in Table 5. (T 0 and T stand for the transmittance of light 
before and after irradiation with electron rays.) 

It is apparently noted from Table 5 that glass panels 
in Examples 4 to 6 (in which the concentration of lith 
ium oxide is 0.2 to 1.0 wt %) have a good resistance to 
browning. It was found that compressive stress (80 
kg/cmz) is present in the surface layer of the glass panel, 
and owing to it the glass panel has an increased 
strength. 

TABLE 5 
Lithium Ratio by weight Change of 
oxide of Nazo/(Nago + absorbance 
(Wt %) K20) In (T o/T) 

Example 4 0.2 0.6 0.20 
Example 5 0.5 0.6 0.055 
Example 6 1.0 0.55 0.055 
Comparative 0 0.55 0.35 
Example 2 
Comparative 0.41 0.50 0.25 
Example 3 

EXAMPLE 7 and COMPARATIVE EXAMPLES 4 
and 5 

A 3-mm thick glass plate formed by ?oat process, 
having the composition as shown in Table 6 underwent 
ion exchange. The glass plate was irradiated with elec 
tron rays. The coloring caused by the irradiation was 
evaluated by measuring the change of transmittance. 

TABLE 6 
Com sition of Glass Plate 

Component Wt % 

8102 72.92 
A1103 1.70 
MgO 3.83 
CaO 7.52 
NaZO 13.38 
K20 0.70 
F6203 0.08 
S03 0.30 

The ion exchange was carried out under the following 
conditions. 
Molten salt: Potassium nitrate (purity 99.9%) 99.975 

mol % Strontium nitrate 0.025 mol % 
Bath temperature: 460° C. 
Dipping time: 1 hour 
The irradiation of electron rays was carried out under 

the following conditions. 
Accelerating voltage: 10 kV 
Surface current density: 2.0 ;.tA/cm2 
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Irradiation time: 200 hours - 
The thus obtained test piece was examined for trans 

mittance of light with a wavelength of 400 nm. The 
results are shown in Table 7. 

TABLE 7 

Transmittance Transmittance 
Conditions for ion before after 

exchange irradiation irradiation 

Example 7 With strontium 9O 84 
Compara- Without strontium 90 44 
tive 
Example 4 
Compara~ Picture tube glass 88 56 
tive 
Example 5 

The molar ratio of NaZO/(NaZO-l-KZO) in the sur 
face layer of the above-mentioned glass plate was mea 
sured using an X-ray microanalyzer (XMA). The results 
are shown in FIG. 2 (solid line). 

In Comparative Example 4, the above-mentioned 
glass plate was treated with molten potassium nitrate at 
460° C. for 1 hour and the treated glass plate was exam 
ined for light transmittance (400 nm) before and after 
irradiation with electron rays. In Comparative Example 
5, a commercial glass plate for color picture tubes was 
examined for light transmittance (400 nm) before and 
after irradiation with electron rays. The results are 
shown in Table 7. The molar ratio of Na2O/( 
Na2O+K2O) in the surface layer of the plate in Com 
parative Example 5 was measured. The results are 
shown in FIG. 2 (broken line). It is noted from Table 7 
and FIG. 2 that the glass panel of the present invention 
decreases much less in transmittance after irradiation 
with electron rays than that in Comparative Examples 4 
and 5. 

EXAMPLE 8 and COMPARATIVE EXAMPLES 6 
and 7 

A 3-mm thick glass plate formed by float process, 
having the composition as shown in Table 6 underwent 
ion exchange and subsequent heat treatment. The glass 
plate was irradiated with electron rays. The coloring 
caused by the irradiation was evaluated by measuring 
the change of transmittance. 

Molten salt: 99.9 wt % 
0.1 wt % 

Potassium nitrate (purity 99.9%) 
Lithium nitrate 
460° C. 
3 hour 
at 460' C. for 4 hours. 

Bath temperature: 
Dipping time: 
Heat treatment: 

The irradiation of electron rays was carried out under 
the following conditions. 

Accelerating voltage: 10 kV 
Surface current density: 35 p.A/cm2 
Irradiation time: 20 hours 
The thus obtained test piece was examined for trans 

60 mittance of light with a wavelength of 400 nm. The 

65 

results are shown in Table 8. 

TABLE 8 
Heat Transmittance Transmittance 

Ion treat- before after 
exchange ment irradiation irradiation 

Example8 KNO3 yes 90 75 
Yes 

LiNO3 
Compara- yes no 90 35 
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TABLE 8-continued 
Heat 
treat 
ment 

Transmittance 
after 

irradiation 

Transmittance 
before 

irradiation 
Ion 

exchange 
tive 
Example 6 
Compara 
tive 
Example 7 

Picture tube glass 88 50 

10 

The molar ratio of NagO/(NagO-i-KgO) in the sur 
face layer of the above-mentioned glass plate was mea 
sured using an X-ray microanalyzer (XMA). The results 
are shown in FIG. 3 (solid line). FIG. 4 shows the molar 
ratio of Li2O/(Li2O+Na2O+K2O) in the Example 8. 

In Comparative Example ‘6, the above-mentioned 
glass plate underwent ion exchange but did not undergo 
heat treatment. In Comparative Example 7, a commer 
cial glass plate for color picture tubes had the composi 
tion as shown in Table 4. These glass plates in Compara 
tive Example 6 and Comparative Example 7 were ex 
amined for light transmittance (400 nm) before and after 
irradiation with electron rays. The results are shown in 
Table 8. The molar ratio of NazO/(NazO-l-Kzo) in the 
surface layer of the plate in Comparative Example 6 
was measured. The results are shown in FIG. 3 (broken 
line). It is noted from Table 8 and FIG. 3 that the glass 
panel of the'present invention decreases much less in 
transmittance after irradiation with electron rays than 
that in Comparative Examples 6 and 7. 

EXAMPLE 9 and COMPARATIVE EXAMPLES 8 
and 9 

A 3-mm thick glass plate formed by ?oat process, 
having the composition as shown in Table 6 underwent 35 
ion exchange and subsequent heat treatment. The glass 
plate was irradiated with electron rays. The coloring 
caused by the irradiation was evaluated by measuring 
the change of transmittance. The ion exchange was 
carried out under the following conditions. 
Molten salt: Potassium nitrate (purity 99.9%) 
Bath temperature: 460° C. 
Dipping-time: 2 hour 
Heat treatment: at 460° C. for 4 hours. 
The irradiation of electron rays was carried out under 

the following conditions. 
Accelerating voltage: 10 kV 
Surface current density: 2.0 i'tA/cm2 
Irradiation time: 200 hours 
The thus obtained test piece was examined for trans 

mittance of light with a wavelength of 400 nm. The 
results are shown in Table 9. 

TABLE 9 
Transmittance 

before 
irradiation 

90 

15 

25 

40 

50 

Transmittance 
after 

irradiation 

84 

55 
Ion Heat 

‘ exchange treatment 

Example 
9 
Compar 
ative 
Example 
6 

yes yes 

yes no 90 42 

Compar- 56 
ative 
Example 
9 

Picture tube glass 

The molar ratio of Na2O/(Na2O+K2O) in the sur 
face layer of the above-mentioned glass plate was mea 

14 
sured using an X-ray microanalyzer (XMA). The results 
are almost same as shown in FIG. 3 (solid line) 

In Comparative Example 8, the above-mentioned 
glass underwent ion exchange but did not undergo heat 

5 treatment. In Comparative Example 9, a commercial 
glass plate for color picture tubes had the composition 
as shown in Table 4. These glass plates in Comparative 
Example 8 and Comparative Example 9 were examined 
for light transmittance (400 nm) before and after irradia 
tion with electron rays. The results are shown in Table 
9. The molar ratio of NagO/(Nazo-l-Kzo) in the sur 
face layer of the plate in Comparative Example 8 was 
measured. The results are almost same as shown in FIG. 
3 (broken line). It is noted from Table 9 and FIG. 3 that 
the glass panel of the present invention decreases much 
less in transmittance after irradiation with electron rays 
than that in Comparative Examples 8 and 9. 
What is claimed. is: 
1. A glass article protected from coloring by electron 

rays, comprising: 
soda-lime-silica a glass having a surface to which 

electron rays are irradiated, said glass being pro 
duced by a ?oat process with molten tin and com 
posed of 69-73% by weight of SiO;, 0.5-1.5% by 
weight of A1203, 0-0.l5% by weight of Fe2O3, 
7-14% by weight of CaO, 0-4.5% by weight of 
MgO, 12-16% by weight of NazO, 0-1.5% by 
weight of K20, 0—0.1% by weight of TiO;, and 
0-0.5% by weight of S03, said surface being pre 
vented from contact with the molten tin during 
glass production, and 

lithium ions and at least one member selected from 
' the group consisting of potassium ions, rubidium 

ions and cesium ions substituted for sodium ions 
around the surface of the glass, average content of 
Li20 for a depth of 10 micra from the surface of the _ 
glass being 0.1-3 wt %. 

2. A glass article as claimed in claim 1, wherein at 
least one of potassium ions, rubidium ions and cesium 
ions penetrates to a depth of 5-20 micra from the sur 
face of the glass. 

3. A glass article protected from coloring by electron 
rays, comprising: 

a glass article having a surface to which electron rays 
are irradiated, said glass article being composed of 
69-73% by weight of SiOg, 0.5-1.5% by weight of . 
A1203, 0-0.15% by weight of Fe2O3, 7-14% by 
weight of CaO, 04.5% by weight of MgO, 
12-16% by weight of NazO, O-l.5% by weight of 
K20, 0-0.l% by Weight of TiOg, 0-0.5% by weight 
of S03, and 0.2-l.5% by weight of LigO, and 

potassium ions substituted for sodium ions around the 
surface of the glass, and weight ratio of NazO/( 
Na2O+K2O) being 0.2-0.6 for a depth of 0.5 mi 
cron or more from the surface of the glass. 

4. A glass article protected from coloring by electron 
rays, comprising: 

a glass article having a surface to which electron rays 
are irradiated, said glass article being composed of 
69-73% by weight of Si02, 0.5-1.5% by weight of 
A1203, 0-O.l5% by weight of Fe2O3, 7-14% by 
weight of CaO, 0—4.5% by weight of MgO, 
12-16% by weight of NaZO, 0—1.5% by weight of 
K20, O-0.1% by weight of 'TiO;, 0-0.5% by 
weight of S03, and 02-15% by weight of U20, 
and 

potassium ions partly substituted for sodium ions 
around the surface of the glass by dipping the glass 
article in a molten salt containing potassium ions at 
430°-490° C. for a prescribed period of time. 



UNITED STATES PATENT AND TRADEMARK OFFICE 

CERTIFICATE OF CORRECTION 
PATENT N0. 

DATED 

INVENTOFHS) : 

TITLE PAGE: 

Column 

Column 
Column 

Column 

Column 

Column 

Column 

10, 

ll , 

l2, 

l3 , 

4, 897,371 

January 30, 1990 

Kouichi Suzuki et al 

It is certified that errur appears in the above-identified patent and that said Letters Patent is hereby 
corrected as shown below: ‘ 

in the title, and column 1 , lines 1 and 2, please change the 
title to —--GLASS ARTICLE PROTECTED FROM COLORING BY ELECTRON 
RAYS——. 

line 6, after "the" add —-weight—-; 
line 7, delete "weight" . 
line 48, change "220" to --K2O—— . 
line 20, delete "wt"; 
line 33, delete "wt"; 
line 49, delete "wt" . 
line 2, change "In" to —~ln——; 
line 16 (Table 2) , right side column, change "In" to --ln——. 
line 18, change "In" to -—ln—-; 
line 31 (Table 5) , right side column, change "In" to ——ln-— . 
after line 45, add —-The ion exchange was carried out under 
the following conditions.--. 
line 61 (Table 9) , left side column, change “6" to --8——. 

Signed and Sealed this 

Eighteenth Day of August, 1992 

Arrest: 

DOUGLAS B. COMER 

Arresting O?icer Acting Commissioner of Parents and Trademarks 


